Summary. Nitrosation and coupling reactions on the active methylene group of the 3-substituted-5-(substituted benzyl)-6-oxo-l,6-dihydro-1,2,4-triazines gave oximes and arylhydrazones of the 3-substituted-5-(substituted benzoyl)-6-oxo-l,6-dihydro-l,2,4-triazines. These compounds were cyclized to the 3,5-disubstituted isoxazolo [4,5-e] 1,2,4-triazines and 3-methyl-5,7-diaryl pyrazolo [4,3-e] 1,2,4-triazines.
Introduction
In this work we investigated the possibility of nitrosation reaction on the active methylene group of the compounds l 1, 2 . This reaction leads to the oximes 3 that we have also prepared in other way using reaction of the previously described dichloroderivates 2a, 2b' with hydroxylamine in water-ethanolic solution. In both cases the reaction proceeds smoothly. The compounds 3 are useful precursors for cyclization reaction to the 3,5-disubstituted isoxazolo [4,5- e] 1,2,4-triazines. This condensed bicyclic system has not been described till the present time.
The arylhydrazones 5 are obtained in good yield and purity in the coupling reaction with aryldiazonium salts on the active methylene group of the compounds Ic, Id. Similarly to the compounds 3 they are easily cyclized to the 3-methyl-5,7-diaryl pyrazolo [4,3- e] 1,2,4-triazines.
There has already been published the serie of these 3-phenyl-5,7-diaryl pyrazolo [4,3-e] 1,2,4-triazines 4 . We now report analogous synthesis of the new serie of the 3-methyl-5,7-diaryl pyrazolo [4,3-e] 1,2,4-triazines.
Results and discussion.
The constitution of all newly synthetised compounds was determined with elemental analyses, infrared spectra and 'H-NMR spectra of selected compounds. Table 1 summarizes chemical and physical data of newly synthetised compounds. Table 2 gives 'H-NMR data of selected compounds and Table 3 IR frequencies of 3a-6c. The absence of carbonyl group signal for compounds 4 and 6 proves the cyclization. We have unsuccesfully tried a few cyclization media for the cyclization: polyphosphoric acid, acetic anhydride, acetic acid and various mixtures of acetic acid and ethanol. However phosphorus oxychloride closes new ring during short reflux and compounds 4 or 6 are formed. The cyclization reaction performed in the polyphosphoric acid leads to impure products.
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Synthesis of the new series of novel heterocyclic skeleton isoxa:olo [4,5- Experimental Melting points were determined on a Boetius block and are uncorrected. The IR spectra were recorded with an ATI Unicam Genesis FTIR using KBr pellets. Elemental analyses were determined with an EA 1108 Elemental Analyser (Fisons Instrument). 'H-NMR spectra were recorded on a Bruker AMX 300 NMR spectrometer.
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Synthesis of arylhydrazones of the 3-substituted-5-(substituted benzoyl)-6-oxo-l,6-dihydro-l,2,4-triazines 5 -General procedure: Preparation of the aryldiazonium salt:
To a cooled and mixed solution of the substituted aniline (3.00 mmol) in a mixture of water (4.5mL) and concentrated hydrochloric acid (0.5 mL) is slowly added a cooled solution
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Synthesis of the new series of novel heterocyclic skeleton isoxazolo [4,5- e] 1,2,4-triazines and new series of the pyrazolo [4,3-e] 1,2,4-triazines of sodium nitrite (3.10 mmol) in water (5 mL). During the additon is the temperature maintained between 0-5 °C. The mixture is then stirred for 20 minutes on the ice-bath and immediately used. A solution of aryldiazonium salt is then slowly added to a stirred solution of 3-substituted-5-arylmethylene-6-oxo-l,6-dihydro-l,2,4-triazine (3.0 mmol) in pyridine (25 mL) keeping temperature between 0-3 °C. The mixture is kept for 24 hours at 0°C and than dilluted with water (15 mL). Precipitate is filtered off, washed with water and recrystallized from (see Table 1 ). 3-substituted-5-(substituted benzoyl)-6-oxo-l,6-dihydro-l,2,4 triazines 3 -General procedure A:
Synthesis of oximes of the
Preparation of the nitrosylsulphuric acid: A concentrated sulphuric acid (5.0 mL) is cooled on an ice-bath to 5°C and sodium nitrite (6.00 mmol, 0,414g) is added with stirring in a few portions so that the temperature is maintained between 5-10°C. After adding the last portion is the mixture stirred for 30 minut and then heated with stirring to 70°C for 1 minute and cooled to room temperature.
A solution of 1 (3.0 mmol) in concentrated sulphuric acid (5.0 mL) is cooled to 0°C and 5.0 ml of 0.5M nitrosylsulphuric acid is slowly added. The mixture was stirred for 1 hour and kept at 0°C overnight. The solution was poured over crushed ice (100 g) and the solid formed was filtered off and washed with saturated aqueous solution of sodium carbonate and with water and finally recrystalized from (see Table 1 ).
Synthesis of oximes of the 3-substituted-5-(substituted benzoyl)-6-oxo-l,6-dihydro-l,2,4-triazines 3 -General procedure B:
A solution of 2 (3.0 mmol) in the mixture of water (70 mL) and ethanol (100 mL) is refluxed with hydroxylamine hydrochloride (6.0 mmol) for 10 hours. It is evaporated to 50 mL volume and after 24 hours is the precipitate filtered off and washed with water-ethanol (1:1). It is twice recrystallized from ethanol.
Synthesis of 4 and 6 -General procedure:
1.0 mmol of compound 4 or 5 is refluxed in mixture of phosphorus oxychloride (5.0mL) and N,N-dimethylaniline (0.5 mL) on boiling water bath for 2 hours. Than is the solvent vacuum evaporeted and after cooling, dioxane (5 mL) is added. The solution is poured over crushed ice (50 g). Solid precipitate is filtered off and washed with water and finally recrystallized from (see Table 1 ).
